The solvents (puriss grade) and commercially available starting materials were used as received. UV-vis spectra were recorded in a 1 cm path length quartz cell on a Cary 5 spectrophotometer. Emission spectra were recorded on a Spex Fluorolog 112 using a 90° optical geometry. The emitted light was detected with a Hamamatsu R2658 photomultiplier operated in single photon-counting mode. The emission spectra were photometrically corrected using a NBS calibrated 200 W tungsten lamp as reference source. The emission lifetimes were measured from fresh solutions, which were degassed by Ar bubbling for 30 min. Pulsed excitation at 400 nm was provided by a Q switched, frequency tripled, Nd:YAG laser pumping an optical parametric oscillator (OPO). The pulse duration was 5 ns, and the repetition rate was 30 Hz. The emission was filtered through a 420 nm cutoff filter and a grating monochromator before being detected by a fast photomultiplier. The quantum yields were determined using the following equation:
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Where the subscript X denotes the substance whose quantum yield is determined and r is the reference substance quininesulfate (3 x 10 -5 M in 1 N H 2 SO 4 ), whose luminescence quantum yield is assumed to be 0.545; K opt is the optical factor referring to the higher refractive index of acetonitrile (n D = 1.3415) compared to the water solution (n D = 1.333); D is the integrated area under the emission spectrum; A exc is the absorbance at the exciting wavelength. A secondary standard using recrystallized in acetonitrile with hexane. The data collection for X-ray crystal structure was measured at low temperature using Mo Κ α radiation and a Bruker APEX II CCD, having kappa geometry. The data were reduced by means of EvalCCD 1 and then corrected for absorption. 2 The solution and refinement were performed by SHELX.
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The structures were refined using full-matrix least-squares based on F 2 with all non hydrogen atoms anisotropically defined. Hydrogen atoms were placed in calculated positions by means of the "riding" model. The relatively high electron density peak and hole were very close to the metal centre (0.96 and 0.90 Å, respectively). This was essentially due to the impossibility to clearly measure the faces of the crystal which prevented us to apply the analytical type of absorption correction. NMR spectra were measured with AV-400 spectrometers, and the reported chemical shifts were referenced to TMS. DOSY NMR was measured on a 600.1 MHz DRX spectrometer equipped with a cryoprobe and a gradient. Table S1 . Crystal data and structure refinement for eb91.
Identification code eb91
Empirical Theta range for data collection 3.31 to 25.00°.
Index ranges -23<=h<=24, -25<=k<=25, -28<=l<=28
